Organohalogens, a class of molecules that contain at least one halogen atom bonded to carbon, are abundant on Earth where they are mainly produced through industrial and biological processes [1]. Consequently, they have been proposed as biomarkers in the search for life on exoplanets [2]. Simple halogen hydrides have been detected in interstellar sources and in comets, but the presence and possible incorporation of more complex halogen-containing molecules such as organohalogens into planet-forming regions is uncertain [3, 4] . Here we report the first interstellar detection of two isotopologues of the organohalogen CH 3 Cl and put some constraints on CH 3 F in the gas surrounding the low-mass protostar IRAS 16293-2422, using the Atacama Large Millimeter/submillimeter Array (ALMA). We also find CH 3 Cl in the coma of comet 67P/Churyumov-Gerasimenko (67P/C-G) using the Rosetta Orbiter Spectrometer for Ion and Neutral Analysis (ROSINA) instrument. The detections reveal an efficient pre-planetary formation pathway of organohalogens. Cometary impacts may deliver these species to young planets and should thus be included as a potential abiotical production source when interpreting future organohalogen detections in atmospheres of rocky planets.
on the ozone layer [1] . Some organohalogens are also produced naturally [5] , through different geological and biological processes. Because of their relationship to biology and industry on Earth, organohalogens have been proposed as biomarkers on other planets [2, 6, 7] . Methyl chloride (CH 3 Cl), the most abundant organohalogen in the Earth's atmosphere, has both natural and synthetic production pathways. Its total production rate approaches 3 megatonnes per year, with the majority originating from biological processes [8] . Recent observations of Cl-bearing organic molecules, including methyl chloride, on Mars by the rover Curiosity, has challenged a straightforward connection between organohalides and biology; one proposed source of Cl-bearing organic molecules on Mars is meteoritic impacts [9, 10] . This naturally raises the question of whether circumstellar and interstellar environments can produce organohalogens abioticially, and in which amount.
Our understanding of interstellar and protostellar halogen chemistry is limited. The only halogen-bearing species observed in interstellar environments to date are di-and tri-atomic molecules: HCl, HCl + , H 2 Cl + , HF, and CF + [3, 4, 11, 12, 13] . Current astrochemical models can account for these small molecules, but do not include larger halogen-bearing species such as organohalogens.
It is therefore not known how this simple halogen chemistry and organic chemistry couple under interstellar conditions. In this work, we have searched for the simplest organohalogens, CH 3 Cl and CH 3 F in two sources with previous detections of HCl and a wealth of organic molecules: the envelope of a low-mass protostar IRAS 16293-2422 (see [14] for HCl and [15, 16, 17] amongst others for detections of organic species), and the coma of comet 67P/Churyumov-Gerasimenko (67P/C-G) (see Dhooghe et al., in press for halogen detections and [18] for an inventory of organic 3 molecules).
IRAS 16293-2422 (hereafter IRAS 16293) is a low-mass protostellar binary system in the ρ
Ophiuchi star-forming region at a distance of 120 pc [19] . The spectra in the top and middle panels of Fig. 1 show the clear identification of the
Cl and CH 3 37 Cl, with all the transitions attributed up to K=4 in a spectrum extracted one beam (0.5 ) away from source B (position ii in figure 2 ). This off-source position has been identified as an optimal location for most molecular identification in IRAS 16293, since it contains strong and narrow lines that are relatively unaffected by continuum absorption. In addition to the spectra displayed in Fig. 1 , spectra of the three molecules are extracted at two more source positions: half a beam, and two beams away from IRAS 16293B (positions i and iii in Fig. 2 ). The excitation temperature, column density and upper limits for the CH 3 Cl isotopologues and CH 3 F are reported in Table 1 for all three locations. The column density ratios of the organohalogens over methanol, the most widespread organic molecule found in protostars and key parent to many interstellar organic species, are also reported in Table 1 . The ratios are ∼ 7×10 −5 for CH 3 Cl (combining the two isotopologues) and below < 2 × 10 −6 for CH 3 F, using methanol column densities reported for the corresponding locations (Jørgensen et al., in prep and
[21]), and assuming that the emission is uniform over the beam (i.e. beam filling factor of unity).
We also identified CH CH 3 Cl is also detected in the coma of the 67P/C-G comet as shown in Fig. 3 by the mass spectrometer response centered on mass 49.99 u/e, corresponding to the presence CH 3 35 Cl.
CH 3 37 Cl and CH 3 F are below the detection limit. While there are possible abundance variations in the coma along the comet orbit, a relative abundance of CH 3 Cl/HCl = (4 ± 2) × 10 −3 can be obtained by fitting six spectra similar to the one presented in Fig. 3 Competing Interests The authors declare that they have no competing financial interests.
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11 ± 2 × 10 ii, and iii around IRAS 16293B respectively. The derived temperature and line width were further used as inputs to derive the column density of CH 3 37 Cl and the CH 3 F upper limit at the different positions away from source B using the same method described for CH 3 35 Cl.
The synthetic spectra for the CH 3 Cl isotopologues used above were obtained assuming a
Boltzmann distribution with the gas at a local thermal equilibrium (LTE) and using the line frequencies, upper level energies, upper state degeneracies, and line intensities available in the JPL catalogue, based on laboratory line identification of the J -J = 13-12 transition [1] . For CH 3 F, a line catalogue was generated using the molecular constants from the literature [2, and references therein], obtained through line identification in the laboratory from the millimeter to the THz.
The program SPCAT [3] was used to translate spectroscopic molecular parameters into Hamiltonian terms and solve the Schrödinger equation to predict line positions and strengths for the CH 3 F symmetric rotor. We adopted a spin isomer ratio of unity, which is expected in the explored environments here and fits the data.
Using non-LTE escape probability calculations for CH 3 OH, it can be shown that LTE is a reasonable assumption for the immediate environment of IRAS16293-2422 due to the high density Cl. An abundance ratio can be derived by performing a least-square fit of the spectra using a linear combination of pre-flight measures of the fragmentation responses for the various species present in the coma [18, 22] .
